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® Polyester fiber and method of manufacturing same. 

© A polyester fiber having the following characteristics, and a method of manufacturing the same; 

(a) an intrinsic viscosity of between 0.45 and 0.85, 

(b) tan5SGY140 
T max £ 130* C 

wherein tans stands for a peak value of a dynamic loss tangent, and T max stands for a peak temperature, 

(c) E 2 /Et £0 49 

_ _wherein-Ei stands for-an elongation from zero to a secondary yield~point,~and E 2 stands for an elongation 
from the secondary yield point to a breaking point, 

(d) a stability coefficient expressed by a reciprocal value of a product of a work loss AE at 150* C and a 
shrinkage factor under a dry heat at 175* C, of 50 or more. 

A strength, a modulus of elasticity, and a resistance to fatigue of the polyester fiber in accordance with the 
present invention are superior, and a dimensional heat stability of this polyester fiber is remarkably improved. 
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BACKGROUND OF THE INVENTION 
1 . Field of th Invention 

5 This invention relates to a polyester fiber having an extremely stable inner structure when subjected to 
heat. More particularly, this invention relates to a polyester fiber having a high modulus of elasticity and a 
high resistance to fatigue, and able to usefully serve as a fiber for reinforcing a rubber structure having a 
greatly improved dimensional stability when subjected to heat 

io 2. Description of the Related Art 

it is known that a polyester fiber, particularly a polyethylene terephthalate fiber, has a high strength and 
a high initial modulus of elasticity and superior characteristics such as a dimensional stability, durability or 
the like, and accordingly, this polyester fiber is broadly used as a fiber for reinforcing rubber structures 

is such as a V-belt, a conveyor-belt, a tire or the like. In particularly, the above-mentioned characteristics of 
the polyester fiber satisfy the requirements for a carcass of a radial tire of an automobile, and accordingly, 
the use of this polyester fiber in the radial tire of the automobile has increased. 

Nevertheless, when analyzing the individual properties of the polyester fiber to be used as the fiber for 
reinforcing the rubber structure, the dimensional stability against heat of the polyester fiber, relative to a 

20 heat shrinkability thereof, is inferior to that of a rayon fiber, and a durability of the polyester fiber is lower 
than that of a polyamide fiber, and accordingly, there is a need to improve the above-mentioned properties. 

In particular, when the dimensional stability against heat of the polyester fiber is made better than that 
of rayon, it is possible to eliminate a postcure-inflation process used for removing strain in the tire 
generated during the tire molding process, and accordingly, it is expected that the potential of the polyester 

25 fiber will become higher, as a fiber for reinforcing the rubber structure and having a superior cost 
performance than the rayon fiber, and the polyamide fiber. 

Japanese Unexamined Patent Publication (Kokai) No. 53-58031. No. 57-154410. No: 57-161119, No. 58- 
98419 or the like discloses a polyester fiber manufacturing method in which an undrawn yarn having a 
relatively high orientation, i.e., POY, spun from a polyester resin having a high polymerization degree by 

30 spinning under a high stress, is drawn to obtain a polyester fiber having an improved dimensional heat 
stability and an improved resistance to fatigue. 

Nevertheless, although the polyester fiber manufactured by the above POY drawing method has an 
improved dimensional heat stability and improved resistance to fatigue, compared with those of an 
conventional polyester fiber, when comparing the rayon fiber, the dimensional heat stability of the obtained 

35 polyester fiber is still inferior to that of the rayon fiber, and the other properties of the obtained polyester 
fiber required as the fiber for reinforcing the rubber structure, i.e., a heat stability under an elevated 
temperature such as a melting point thereof, a strength, a work loss or the like, are not satisfactorily 
improved. 

? Further, Japanese Unexamined Patent publication (Kokai) No. 61-41320, No. 62-69819, No. 63-159518, 
40 No. 63-165547 or the like discloses a polyester fiber manufacturing method obtaining an undrawn yarn 
... ^ - u ^ having a highex orientation..by_increasing„a_stress-applied to the-yarn at- a-spinning operation and then - 
drawing the undrawn yarn to obtain, a polyester fiber having a dimensional heat stability closer to that of the 
rayon fiber. Nevertheless, the technique disclosed in the above publication is similar to the technique 
disclosed in the former publications, i.e., Japanese Unexamined Patent Publication (Kokai) No. 53-58031 or 
45 the like, in that a spinning under a high stress is attained from the polyester having a high polymerization 
by increasing a spinning speed and the obtained undrawn yarn is drawn, and further, in that the dimensional 
heat stability and the characteristics at the elevated temperature of the obtained polyester fiber are not 
satisfactory. 

As described above, these polyester fiber manufacturing methods are characterized in that the 
so polyester having a high polymerization degree is spun at a high spinning speed, as disclosed in the above- 
mentioned patent publications, to give the undrawn yarn of multifilament a higher orientation. Nevertheless, 
when a multifilament of the polyester having a high polymerization degree is spun at such a high speed, a 
cooling between single filaments constituting the multifilament is insufficient and an air current accompany- 
ing the filaments becomes larger, and thus a fusion between the single filaments and a fluctuation of the 
55 multifilament are generated. As a result, problems arise such as an increase of yarn breakages and fuzz, 
and that a uniformity of the thickness of the single filaments becomes very poor. When such an undrawn 
yam is used, the drawability also becomes poor, and thus the strength and elongation of the obtained 
polyester fiber, and the processing ability thereof in a twisting process, adhesive treatment or the like, 
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become poor. 

Further, a sufficient orientation of the undrawn yarn cannot be attained due to the lowering of the 
spinning ability, and as a result, it is impossible to obtain any great improvement in th dimensional stability 
and the properties of the polyester fiber under an elevated temperature. 

SUMMARY OF THE INVENTION 

A first object of the present invention is to provide a polyester fiber having a high modulus of elasticity 
and a high resistance to fatigue, characteristics providing a melting point, a strength, a work loss or the like 
which are extremely stable during an elevation of a temperature, and a dimensional heat stability, such as a 
heat shrinkage, a shrinking stress or the like, are greatly improved and the fiber is particularly suitable as a 
fiber for reinforcing a rubber structure. 

A second object of the present invention is to provide a method of manufacturing the polyester fiber 
having the above-mentioned characteristics. 

In accordance with the present invention, the first object is attained by a polyester fiber comprised of an 
ethylene terephthalate as the main recurrent units and simultaneously satisfying the following characteris- 
tics: 

(a) An intrinsic viscosity of between 0.45 and 0.85, 

(b) tan $£0,140 
T max 2M30*C 

wherein tan S stands for a peak value of a dynamic loss tangent, and T max stands for a peak temperature, 

(c) E 2 /Ei £ 0.49 

wherein Ei stands for an elongation from zero to a secondary yield point, and E2 stands for an 
elongation from the secondary yield point to a breaking point, 

(d) A stability coefficient expressed by a reciprocal value of a product of. a work loss AE at 150° C and a 
shrinkage factor under a dry heat at 175* C of 50 or more. 

The definitions of the characteristics used in the above items (a) to (d) are given in detail hereafter. 

The polyester fiber in accordance with the present invention is preferably obtained by the following 
manufacturing method. Namely, the second object of the present invention can be attained by a method 
comprised of the following steps; 

(a) melt spinning a polyester having an intrinsic viscosity of between 0.50 and 0.90 at a spinning speed 
of at least 6.0 km/min, to obtain a undrawn yarn, 

(b) heat-drawing the undrawn yarn under conditions satisfying the following equations (1) to (3); 

(2.05 - 12.3An + 43.6An 2 ) £ DR £ (2.6 - 16.5An + 50.0An 2 ) (1) 
(Tg - 10) £ DTi £(Tg + 100) (2) 
(Tg +100)^ DT 2 £Tm 2 (3) 

Wherein DR stands for a draw ratio, DTi stands for a drawing temperature in a former term of a drawing 
process, DT 2 stands for a drawing temperature in a latter term of the drawing process, Tg stands for a 
- - glass- transition- temperaturer An- stands for a-birefringence~and Tm 2 stands "f of a~" crystalline In elting 
point., 

(c) heat treating under a relaxed condition. 

The definitions of the characteristics used in the above items (a) to (c) are given in detail hereafter. 
BRIEF DESCRIPTION OF THE DRAWINGS 

Figure 1 is a graph showing a relationship between a peak value of a dynamic loss tangent tan 5 and a 
peak temperature T max of the polyester fiber, wherein zone A is a zone of a polyester fiber In accordance 
with the present invention, zone B is a zone of a polyester fiber obtained by a conventional POY-drawing 
method, and zone C is a zone of a undrawn yarn used for manufacturing the polyester fiber in 
accordance with the present invention; 

Fig. 2 shows the stress-elongation curves of polyester fibers, wherein curve a is a curve of a polyester 
fiber in accordance with the present invention and curve b is a curve of a polyester fiber obtained by the 
conventional POY-drawing method; - 

Rg. 3 is a graph showing a relationship betwe n a shrinkage factor under a dry heat and a coefficient of 
stability, wherein zone D is a zon of a polyester fiber in accordance with the present Invention and zone 
F is a zone of a polyester fiber obtained by th conventional POY-drawing method; 
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Fig. 4 is a graph showing a relationship between a heating temperature and a strength of a polyester 
fiber, wherein zone G is a zone of a polyester fiber in accordance with the present invention and zone H 
is a zone of a polyester fiber obtained by the conventional POY-drawing method; 

Fig. 5 is a graph showing a relationship between a heating temperature and a shrinkage factor of a 
s polyester fiber, wherein zone I is a zone of a polyester fiber in accordance with the present invention and 
zone J is a zone of a polyester fiber obtained by the conventional POY-drawing method; 
Fig. 6 is a curve showing a relationship between a temperature and a shrinking stress under heating 
wherein curve c is a curve of a polyester fiber in accordance with the present invention and curve d is a 
curve of a polyester fiber obtained by the conventional POY-drawing method; and, ~~ 
to Fig. 7 is a graph showing a relationship between a spinning speed and a birefringence of a fiber wherein 
zone K is a zone of an undrawn yarn of a polyester fiber in accordance with the present invention and 
zone L is a zone of an undrawn yam of a polyester fiber obtained by the conventional POY-drawing 
method. 

75 DESCRIPTION OF THE PREFERRED EMBODIMENTS 

The present invention will now be described in detail, with reference to accompanying drawings 
illustrating embodiments of a polyester fiber in accordance with the present invention. 

An intrinsic viscosity of the polyester fiber in accordance with the present invention must be between 

20 0.45 and 0.85, as when the intrinsic viscosity of the polyester fiber is less than 0.45, it is impossible to 
sufficiently increase a strength of the polyester fiber and the obtained polyester fiber is not suitable as a 
fiber for reinforcing a rubber structure. 

When the polyester fiber having a higher intrinsic viscosity than 0.85 is obtained by melt spinning a 
polyester resin at a spinning speed of 6.0 Km/min or more, an inferior cooling of single filaments 

25 constituting the polyester multifilament occurs and an air current accompanying the multifilament is 
increased, and as a result, a fusion between single filaments and a vibration of the multifilament are 
generated, and yarn breakages and fuzz are increased, and further, a uniformity of the thickness of each 
single filament becomes very poor. Further, a sufficiently high orientation cannot be applied to the undrawn 
multifilament, due to the above phenomenon, and thus it is impossible to obtain the polyester fiber having 

3d greatly improved heat characteristics during an elevation of a temperature and a dimensional heat stability 
comparable to those of a rayon fiber. 

The poor spinning ability in this case has an adverse influence on a drawing process subsequent to the 
spinning process, and as a result, a strength and an elongation of the obtained polyester fiber and a 
processing ability in a twisting process adhering process or like, becomes low. Therefore, preferably the 

35 intrinsic viscosity of the polyester fiber is between 0.50 and 0.80. 

The polyester fiber in accordance with the present invention is featured by a peak value of a dynamic 
loss tangent, i.e., tan fi, of 0.14 or less, and a peak temperature T max of 130* C or less 

This feature will be described with reference to the accompanying drawing. Figure 1 shows a 
relationship between the tan 5 and the T max . In the drawing, zone A is a zone showing the relationship 

40 between the tan 5 and the T max of the polyester fiber in accordance with the present invention, and zone B 

. _ : is--a--zone---showng-th^ 

conventional POY-drawing method. As can be seen from Fig. 1, the values of the tan B and the T max of the 
polyester fiber in accordance with the present invention are much lower than those of the polyester fiber 
obtained by the conventional POY-drawing method; The lower value of the T max means that, in view of a 

45 microstructure of the fiber, a relaxation of a distortion of an amorphous portion in the fiber is very high, and 
the lower value of the tan a means that a good high orientation can be obtained by the drawing process. 
Accordingly, it is apparent that the polyester fiber in accordance with the present invention has suitable 
strength and elasticity modulus and has a remarkably improved resistance to fatigue and dimensional heat 
stability, compared to the polyester fiber obtained by the POY-drawing method. 

so The polyester fiber in accordance with the present invention preferably has the following features in a 
stress and elongation curve thereof; 

(1) A stress Ti at a secondary yield point of 5 g/d or more. 

(2) An elongation Ei at a secondary yield point of 13% or less. 

(3) Ez/Et £ 0.49 

55 Wherein Ei stands for an elongation from zero to the secondary yield point, and E 2 stands for an 
elongation from the secondary yield point to a breaking point. 

The value of E2/E1 is a remarkable characteristic value of this polyester fiber, compared with 
conventional polyester fibers. 
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The above features will be described with reference to the accompanying drawing. Figure 2 shows a 
stresselongation curve of the polyester fiber, wherein curve a is a curve of the polyester fiber in accordance 
with the present invention and curve b is a curve of the~poiyester fiber obtained by the POY-drawing 
method. ~ . , 

The secondary yield point is a characteristic expressed at a point (A) in the stress-elongation curve in 
Fig. 2, and a value of the secondary yield point is determined by obtaining two tangent lines tangential to 
points of a curved line at both sides from the secondary yield point, drawing a straight line at a half angle of 
a angle A formed by the two tangent lines from a cross point of the two tangent lines to the stress-strain 
curve, and obtaining a crossing point of the straight line and the stress-strain curve. 

When the elongation ratio E 2 /Ei of the polyester fiber is too high, a lowering of the ratio of a strength of 
the fiber in the rubber structure to a strength of the fiber itself is increased, and a lowering of the ratio of the 
strength of a cord manufactured from the polyester fiber and vulcanized under a high temperature and a 
high pressure also is increased, and thus the cord does not have a required toughness necessary for use as 
a fiber for reinforcing a rubber structure. 

- It is assumed that the above phenomenon is caused by an inner microfine structure of the polyester 
fiber in accordance with the present invention. When the E2/E1 is more than 0.49, a mean degre of 
orientation of each portion of the fiber, i.e., the characteristics thereof such as a mean birefringence and a 
degree of amorphous orientation, become lower, and a chemical stability against an adhesive, water or an 
amine group in the rubber structure also becomes low. 

When the E2/E1 is too small, the obtained polyester fiber has an excessive orientation, and a ratio of 
utilization of the strength of the fiber in a twisted cord is undesirably lowered. Accordingly preferably the 
value of E 2 /E 2 is between 0.10 and 0.49, more preferably between 0.20 and 0.47. 

When the polyester multifilament is applied with a first twist and then with a first twist, to form a cord, 
and the cord is then applied with an adhesive under a high temperature while, stretched, to produce a fiber 
for reinforcing the rubber structure, a polyester fiber having a stress Tt at the secondary yield point under 
5.0 g/d has an insufficient strength as a fiber for reinforcing the rubber structure, and preferably the 
polyester fiber has a stress at the secondary yield point of 5.5 g/d or more. 

The polyester fiber having the elongation Ei at the secondary yield point of-over 43% cannot be 
sufficiently drawn and accordingly a mean degree of orientation of each portion of the fiber becomes lower, 
and in particular, a chemical stability against an adhesive, water or an amine group in the rubber structure 
become very low, and a ratio of utilization of the strength of the fiber after treating the fiber with the 
adhesive and vulcanizing the fiber, becomes low, and thus this fiber does not a sufficient toughness 
required for use as a fiber for reinforcing a rubber structure. Therefore, preferably the elongation Ei at the 
secondary yield point is between 6% and 13%. 

A coefficient of stability of the polyester fiber in accordance with the present invention, and expressed 
by a reciprocal value of a product of a work loss AE at 150*C and a shrinkage factor under a dry heat at 
175* C, is 50 or more, preferably 55 or more. 

The work loss in the present application is obtained by drawing a test piece of the multifilament, at a 
distance of 10 inches between an upper grip and a lower grip, and at a temperature of 150* C and a 
drawing speed of 0.5 inch/min, measuring a hysteresis loop of a stress between 0.05 g/d and 0.2 g/d, and 
expressing a hysteresis, loss_perJ 000 denier-of the fiber- byan-inch-pound unitrWhen'the obtained valuers" 
: ow, a heat generation caused by repeated minute expansions and contractions becomes smaller, and 
accordingly this value is an important factor when measuring the resistance to fatigue of the fiber. 

This feature will be described with reference to the accompanying drawing. Figure 3 shows a 
-elationship between a shrinkage factor under a dry heat at 175* and the coefficient of stability described 
above, wherein 2one D is a zone showing a relationship between the shrinkage factor and the coefficient of 
stability of the polyester fiber in accordance with the present invention, and zone F is a zone showing a 
relationship between the shrinkage factor and the coefficient of stability of the polyester -fiber obtained by 
the POY-drawing method. 

As apparent from a comparison of the zone D and the zone F, in the polyester fiber in accordance with 
the present invention, a small shrinkage factor and a small work loss can be simultaneously attained, and 
the fiber is extremely stable against a change of a heat applied to the fiber, such that the coefficient of 
stability is over 50, and a repeated expansion and contraction. Conversely, a coefficient of stability of the 
conventional poly ster fiber is at most 20, and it is extremely difficult to obtain a polyester fiber having a 
high strength, a high modulus of elasticity, and a coefficient of stability of 20 or more, desirably 45 or more, 
with a staple spinning and drawing process carried out by the conventional POY-drawing method as taught 
in, for example, Japanese Unexamined Patent Publication No. 53-58031. 

The coefficient of stability of 50 or more must be maintained, to obtain a polyester fiber having a high 
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resistance to fatigue and a greatly improved dimensional heat stability comparable to those of= the rayon 
fiber. When the coefficient of stability is under 50 t one of the dimensional heat stability or the resistance to 
fatigue becomes poor, and thus it is impossible to attain the high quality improved polyester fiber of the 
present application. 

s The work loss AE of the polyester fiber in accordance with the present invention is 0.015 or less, 
preferably 0.010 or less. Further, a shrinkage factor under a dry heat at 175*C of the polyester fiber in 
accordance with the present invention is 2.5% or less, preferably 2.2% or less. 

Preferably, the polyester fiber in accordance with the present invention has the following additional 
features. 

70 A single filament cross ratio Cd of the polyester fiber in accordance with the present invention is 1.20 or 
less, and a uniformity of a thickness of the single filament among all the single filaments constituting a 
multifilament of the polyester fiber is remarkably improved, compared with that of the polyester fiber 
obtained by the conventional POY-drawing method. The single filament cross ratio Cd is determined by a 
value obtained by dividing a maximum diameter with a minimum diameter of all of the single filaments in 

75 the multifilament, and can be used as a value indicating the uniformity of the single filament in the 
multifilament. The single fiber cross ratio Cd is preferably 1.15 or less, more preferably 1.10 or less. 

The above suitable range of the single filament cross ratio Cd can be effectively obtained in a polyester 
fiber having an intrinsic viscosity of between 0.45 and 0.85. 

A value of TS/fo], i.e., a ratio of a strength TS of the fiber to the intrinsic viscosity fo] in the polyester 

20 fiber in accordance with the present invention, is preferably 9.0 or more, more preferably 9.5 or more. It is 
common knowledge to a person with ordinary skill in the art to make the intrinsic viscosity of the polyester 
fiber 0.90 or more, to improve the strength of the polyester fiber, but even if the polyester fiber having the 
intrinsic viscosity of 0.90 or more can be obtained by using th'e POY-drawing method or a method of 
spinning an undrawn yarn having a good orientation, the value of TS/fr] of the obtained polyester fiber do 

25 not reach 9.0 or more, and thus a polyester fiber having a sufficient strength cannot be obtained. This is 
commonly understood because a drawing ability of an undrawn yarn having a high orientation, i.e., an 
undrawn yarn having a high birefringence, is generally poor. Nevertheless, the inventors of the present 
application found that the polyester fiber in accordance with the present invention can be obtained by 
drawing an undrawn yarn having an extremely high orientation, and wherein the value of TS/fo] of the 

30 obtained polyester fiber is an extremely high value such as 9.0 to 9.5. 

The above improvement of the value of TS/fo] is obtained because the drawing operation for each 
single filament can be applied with an extremely uniform condition, because the single filament cross ratio 
of the polyester fiber in accordance with the present invention is very high, i.e.. the uniformity of the 
multifilament of the polyester fiber is very good. 

35 The polyester fiber in accordance with the present invention has an extremely high crystallizability. i.e., 
a product of a crystalline melting point Tnri2 and a density p of the polyester fiber is 370 or more, preferably 
375 or more. In this case, the crystalline -melting point Tnrt2 must be 268* C or more, preferably 269* C or 
more, and the density p 1 .398 or more, preferably 1 .400 or more. 

Further, preferably a melt starting temperature Tmi measured by a melting curve of DSC is 260* C or 

40 more, more preferably 265 °C or more. Conversely, a product of a crystalline melting point Tm 2 and a 
_ .density P of the-pol y ester- fiber-obtained ~by-the r con ventional-PO Yd rawing- method is at most -369 and a * 
melt starting temperature Tmi thereof is between 253* C and 258* C. 

When applying the above features to an extra fine structure of the polyester fiber, a crystaliinity X 
calculated from the density p is 55% or more, and a crystalline size D c is 50 A or more. This shows that the 

45 polyester fiber in accordance with the present invention is substantially can be applied with a sufficient 
drawing, and thus suggests that there is little lowering of dynamic characteristics such as the strength, initial 
modulus or the like. Accordingly the polyester fiber in accordance with the present invention has a high 
resistance to a high temperature treatment with a steam or a dry heat (for example, a temperature between 
200 C and 260* C) such as a heat treatment with an adhesive and a vulcanizing treatment used for 

so preparing a fiber for reinforcing a rubber structure, and a high resistance to a temperature applied to the 
fiber in the rubber structure, for example, a temperature between 100*C and 200 "C used when making a 
tire or a belt. 

Since the polyester fiber in accordance with the present invention has both a high crystallizability and a 
relaxability of a strain in an amorphous portion, the polyester fiber in accordance with the present invention 
55 has superior heat characteristics at the time of elevating the temperature, which cannot be attained in the 
conventional polyester fiber. 

The polyester fiber in accordance with the present invention has an extremely high resistance to heat, 
i.e., a temperature dependent parameter of a braking strength ATS/T in a range between the normal 
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temperature and a temperature of 250* C is preferably 0.020 g/d/° C or less, more preferably 0.018 g/d/° C 
or I ss, and most preferably 0.015 g/d/*C or less. If a value of ATS/T is small, a low ring the ratio of the 
strength upon raising a temperature in an atmosphere becomes small, i.e., when the polyester fiber is 
accordance with the present is used as a fiber for reinforcing a rubber structure such as a tire, the polyester 

5 fiber has a high resistance to an elevation of the temperature during a running of the tire. This feature wiil 
be described with reference to an accompanying drawing. Figure 4 shows a change of a strength of the 
polyester fiber upon elevating a temperature applied to the polyester fiber, wherein zone G is a zone of a 
polyester fiber in accordance with the present invention and zone H is a zone of a polyester fiber obtained 
by the conventional POY-drawing method. As is apparent from a comparison of zone G and zone H, the 

io polyester fiber in accordance with the present invention has a much lower temperature dependency of a 
braking strength. 

A temperature dependent parameter of a shrinkage factor AHS/T expressed as a change of a shrinkage 
under a dry heat during an elevating of a temperature is preferably 0.040%/° C or less. This feature will be 
explained with reference to an accompany drawing. Figure 5 shows a shrinkage factor under a dry heat of 

is the polyester fiber at several temperatures, wherein zone I is a zone of a polyester fiber in accordance with 
the present invention, and zone J is a zone of a polyester fiber obtained by the POY-drawing method. As 
apparent from a comparison of zone I and zone J, the polyester fiber in accordance with the present 
invention has a lower shrinkage factor under the dry heat and an far lower change of the shrinkage factor 
depending on a heating temperature. The lower value of AHS/T means that a change of a dimensional heat 

20 stability when raising a temperature in an atmosphere is minute, and as a result, a processability of the 
polyester fiber when a rubber structure is manufactured from the polyester fiber in the same way as for 
fibers for reinforcing the rubber structure, becomes uniform and staple. For example, a change of a strain of 
the polyester fiber in a vulcanizing process is small. 

A value of AHS/T is preferably 0.025%/" C, more preferably 0.017%/° C. 

25 A curve of a shrinking stress under heat of the polyester fiber in accordance with the present invention 
shows that the shrinking stress under heat is substantially absent at 200° C. and a peak of the shrinking 
stress under heat of 0.10 g/d appears in a zone of a temperature of 255° C or more. 

The heat shrinking stress and the heat shrinkage factor are factors used to determine-the- dimensional 
heat stability of the fiber. Namely, when a fiber having a large heat shrinkage factor and heat shrinking 

30 stress is used as a reinforcing fiber for, for example, a rubber tire, the rubber tire is vulcanized, and while 
vulcanized rubber tire is kept stationary, the vulcanized rubber tire is deformed by the heat shrinking stress 
to an irregular shape and the size of the rubber tires is reduced. Accordingly it is necessary to apply an 
additional process, i.e., a postcure inflation in which the vulcanized rubber tire is kept in a state such that a 
pressure is applied to an inside of the tire so that the vulcanized rubber tire cannot shrink and then the tire 

35 is cooled. 

As described above, the polyester fiber in accordance with the present invention has a remarkable small 
shrinkage factor compared with the conventional polyester fiber, and the dimensional heat stability thereof is 
also remarkably improved. This will be described in detail with reference to the drawings. Figure 6 is a 
temperature to heat shrinking stress curve obtained by plotting the heat shrinking stress at several 
40 temperatures. The curve c is a curve of a polyester fiber in accordance with the present invention and a 

curye_dJs,a_curve^ot a polyester-fiber obtained-by the-conventional POY-drawing~methodr 

As can be seen from a comparison of curve c and curve d a shrinking stress of the polyester fiber c is 
substantially constant at 200* C, and the polyester fiber c hasli peak of 0.10 g/d or less at a temperature of 
255° C or more. Conversely, the heat shrinking stress of the polyester obtained by the POY-drawing method 
45 becomes larger from around 100*C, and in particular, the heat shrinking stress increases suddenly at 
around 100* C, and this polyester fiber has a peak of 0.17 g/d or less at a temperature of 250* C or less. 
Accordingly, the features of the temperature to heat shrinking stress curve of the polyester fiber in 
accordance with the present invention are completely different from those of the conventionaJ polyester, 
fibers. 

so The heat shrinking stress upto 200° C of the polyester fiber in accordance with the present invention is 
preferably 0.02 g/d or less, more preferably 0.015 g/d or less, and there is substantially no increase of the 
heat shrinking stress upto 200° C. 

A method of manufacturing a polyester fiber in accordance with the present invention will be described 
hereafter. 

55 A polyester fiber in accordance with the present invention can be obtained by melt spinning a polyester 
having an intrinsic viscosity of between 0.50 and 0.90, preferably between 0.55 and 0.85,- and comprised of 
an ethylene terephthalate as main recurrent units, at a spinning speed of at least 6.0 km/min to obtain an 
undrawn yam, and then heat-drawing the undrawn yam. 
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In the polyester of the present invention, the recurrent unit of 85 mol% or more in the polyester is 
constituted by the ethylene terephthalate, and the polyethylene terephthalate manufactured from a tereph- 
thaiic acid or a functional derivative thereof, and an ethylene glycol is mainly used. 

Nevertheless, a polyester in which a part of the terephthalic acid or the functional derivative which is an 

5 acid component of the polyethylene terephthalate is replaced with at least one compound selected from a 
group of a bifunctional acid or a functional derivative thereof such as an isophthalic acid, an adipic acid, a 
sabacic acid, an azelaic acid, a naphthol acid, a P-oxibenzoic acid, 2.5-dimethyl terephthalic acid or the like 
at a content of less than 15 mol%. or in which a part of the ethylene glycol, which is a glycol component of 
the polyethylene terephthalate, is replaced with at least compound selected from a group of a dihydric 

io alcohol such as a diethylene glycol, a 1-4 butadial or the like at a content of less than 15 mol%, may be 
used as a copolymer. Further the polyesters may be added with an antioxidant, a fire retardant. an adhesion 
improving agent, a matting agent, a colorant or the like. 

A content of an end carboxyl group of the polyester used in the present invention may be 30 equivalent 
amount/10 6 g or less, preferably 20 equivalent amount/10 6 g or less, more preferably 15 equivalent 

is amount/10 6 g or less, if necessary a hindering agent capable of hindering the end carboxyl group, such as 
an epoxy compound, a carbonate compound, a carbodiimide or the like, can be added to an extruder to 
make a blended material. A content of the end carboxyl in the thus-obtained polyester is 25 equivalent 
amount/10 6 g or less, preferably 15 equivalent amount/1 0 s g or less, more preferably 10 equivalent 
amount/10 6 g or less. 

zo The polyester fiber in accordance with the present invention can be obtained by melt spinning a 
polyester having an ethylene terephthalate as a main recurrent unit by a conventional screw-type extruder. 
A temperature of a polymer just after the extrusion is 310* C or less. A diameter of holes of a spinneret may 
be between 0.2 mm and 0.7 mm, and preferably a plurality of holes are arranged in a one to five ring-like 
arrangement Further, preferably a thickness of a single filament is 3 d/f to 10 d/f. 

?s A yarn extruded from the spinneret is immediately passed through a heating zone having a length of 5 
cm or more and a temperature of an inside atmosphere thereof between 150* C and 350* C. Next the yarn 
is passed through a cooling apparatus in which the yarn is cooled by applying cool air from an outer 
circumference of the yarn, to provide a cooled solid yarn. 

It is very important to suitably select the extruding condition and the cooling condition to obtain a 

30 polyester fiber having a good uniformity, in particular to obtain a polyester fiber having a lower single fiber 
cross ratio. ■ -■ • 

The cooled solid yarn is applied with a predetermined quantity of an oil, by using an oil-feeding nozzle 
as a fiber collecting guide, and the yarn is then wound as an undrawn yarn at a speed, i.e.. a spinning 
speed, of 6.0 km/min or more preferably between 6.0 km/min and 8.0 km/min. 

35 The features of the thus obtained undrawn yam, and a relationship between the undrawn yarn and the 
polyester fiber in accordance with the present invention, will be described in detail hereafter. 

As described above, the peak value tan 5 of the dynamic loss tangent of the polyester fiber in 
accordance with the present invention is 0.140 or less, and the peak temperature T^ thereof is 130* or 
less. To obtain the above polyester fiber, the tan 5 of the undrawn yarn must be 0.165 or less and the T mar 

•io thereof must be 120* C or less. That is, the values of tan 5 and T max of the polyester fiber are changed by a 
drawing process and a heat treatment process, and_thusjhe polyester-fiber having -the -above-mentioned 

- features" can be~dbtainecTonIy by drawing and heat processing the undrawn yarn having the above- 
mentioned features relating to a microstructure thereof. 

This feature will be described with reference to an accompanying drawing. A zone C in Fig. 1 is a zone 

<*$ illustrating a relationship of the tan B and T max of the undrawn yarn in the present invention. As can be seen 
from Fig. 1 , the zone C of the tan 5 and T max of the undrawn yarn moves to the zone A of the tan 5 and T max 
of the polyester fiber in accordance with the present invention. 

A birefringence An of the undrawn yam of the present invention satisfies the following equation (0.058V 
- 0.004V 2 - 0.105) £ An £ (0.058V - 0.004V 2 - 0.059) wherein V stands for a spinning speed (km/min). 

so The birefringence of the undrawn yarn shows a degree of orientation of the fiber, and has a great 
influence on the formation of a microstructure of the drawn and heat treated polyester fiber and a 
dimensional heat stability and resistance to fatigue of the polyester fiber depends greatly on the value of the 
birefringence of the undrawn fiber. 

A relationship of a spinning speed and characteristics of the undrawn yarn will be described with 

55 reference to an accompanying drawing. Figure 7 is a graph showing a relationship between the spinning 
speed and the birefringence of the undrawn yarn of the polyester fiber, wherein zone K is a zone relating to 
the polyester fiber in accordance with the present invention and zone L is a zone relating to the polyester 
fiber obtained by the conventional POY-drawn method. The undrawn yarn of the polyester fiber in 



BNSCOCO .tP 04SO607A2_l_> 



EP 0 450 607 A2 



accordance with the present invention has a high value of the birefringence in relation to the spinning speed 
and this value appears to be a maximum value ther of, and thus the undrawn yarn having such an 
extremely higher orientation is used for manufacturing the polyester fiber in accordance with the present 
invention. 

5 A birefringence of the undrawn yarn of the polyester fiber in accordance with the present invention is 

0.099 or more, preferably 0.110 or more, more preferably 0.120 or more. 

A birefringence An c of a crystalline phase of the undrawn yam of the polyester fiber in accordance with 

the present invention is 0.190 or more, and a crystaliinity Xc(%j obtained by a wide angle X-ray diffraction 

thereof satisfies the following equation. 
70 X c £ (1337An c - 202) 

A value of the birefringence An c of the crystalline phase shows an orientation of the crystalline portion 
of a fiber, and the undrawn yarn in accordance with the present invention has a high crystallizability and a 
high crystalline orientation. 

Since the birefringence of the crystalline phase and the crystaliinity of the undrawn yarn are simulta- 

15 neously kept at a high value, a strength, density, and melting point of the crystalline of the polyester fiber 
obtained by drawing and heat-treating the undrawn yarn can be made high values, and as a result, when the 
polyester fiber in accordance with the present invention is used as a fiber for reinforcing the rubber 
structure, a high toughness and a high modulus of elasticity, and an improved resistance to heat of the 
rubber structure can be obtained. 

20 The birefringence An c of the crystalline phase of the undrawn yam of the polyester fiber in accordance 
with the present invention is 0.190 or more as described herebefore, preferably 0.195 or more. The 
crystaliinity of this undrawn yarn is 52% or more, preferably 60% or more, more preferably 65% or more. 

A drawing process and a heat treating process used in the manufacture of the polyester fiber in 
accordance with the present invention wili be described hereafter. 

25 The undrawn yarn is drawn to make a polyester fiber. The undrawn yarn may be directly drawn from a 
spinning process to a drawing process, or the undrawn yarn wound on a yarn package such as a cheese 
and the undrawn yarn then unwound from the yarn package and fed to the drawing process. The drawing 
operation of the undrawn yarn may be made in one stage or in multistages, such as two stages or more. 
When the drawing process is performed by using the yarn package, the winding speed of a drawn fiber 

30 may be optimally determined, but preferably the winding speed is between 500 and 3,000 m/min, in 
consideration of a stability of the drawing process and productivity of the polyester fiber. 

A drawing ratio DR and a drawing temperature DT in the drawing process are extremely important 
factors when determining fundamental physical characteristics such as a toughness, a modulus of elasticity 
a deterioration by vulcanization, and a dimensional stability or the like. 

35 The drawing ratio DR may be determined in a range expressed in the following equation, according to 
the value of the birefringence An of the undrawn yarn. 

(2.00 - 12.3 An + 43.6An 2 ) £ DR £ (2.6 - 16.5An + 50.0 An 2 ) (1) 

40 

Jt was realized that there is_generally a_correlation between -the birefringenceof-the undrawn -yarn~and" ~ 
the drawing ratio, but since the drawing operation at an extremely high spinning e.g. 6.0 Km/min or more, 
as in the present invention generally has problems, a relationship between the birefringence of the undrawn 
yarn obtained by the spinning process of 6.0 Km/min or more and the drawing ratio has not been clarified 
45 herebefore. 

After studying the drawing process of the undrawn yarn having an extremely high birefringence, the 
present inventors found that a process not causing fuzz or yarn breakages, and having characteristics such 
as a toughness, modulus of elasticity stability against chemical substances, and dimensionaJ heat stability 
can be obtained by using a process condition satisfying the above equation (1). 

so When the drawing ratio DR is outside the range determined by the equation (1) for the predetermined 
birefringence of the undrawn yarn, fuzz and many yarn breakages are generated, and a utilization of the 
strength of the polyester fiber in a twisted yarn and the dimensional heat stability lowered. When the 
drawing ratio DR is less than the value determined by the equation (1), the toughness of becomes poor and 
the stability against chemical substances is lowered. When the drawing process is kept in the conditions 

55 satisfying the equation (1), the drawing ratio E 2 /Ei can be kept in the suitable range described herebefore, 
and the polyester fiber having a high toughness and the high modulus of elasticity, a superior resistance to 
chemical substances, and superior dimensional heat stability can be obtained. An actual drawing ratio to be 
suitably used d pends on the birefringence of th undrawn yarn, but when a spinning speed of 7.0 Km/min 
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is used, the suitable drawing ratio is between 1.05 and 1.55, preferably between 1.10 and 1.40, more 
preferably between 1.20 and 1.30. 

It is preferable to use a drawing temperature determined In the following equations (2) and (3) 

5 <Tg - 10) £ DTi S (Tg + 100) (2) 
(Tg + 1 00) £ DTi £(Tm 2 ) (3) 

wherein DTi stands for a drawing temperature in a former stage of the drawing process, DT 2 stands for 
a drawing temperature in a later stage of the drawing process, and Tg stands for a glass transition point. 
10 It is apparent that the drawing temperature determines the fundamental feature of the polyester fiber 
with the drawing ratio. 

It is preferable to successively apply a heat treatment to a drawn fiber under a relaxed condition, of 
between 0.9 and 1.0, preferably between 0.95 and 1.0, at a temperature of between 180* C and 260 " C. In 
this heat treating process, a strain caused by a stress applied during the process of manufacturing the 
is polyester fiber is uniformly relaxed and a final crystallinity and orientation can be determined. 

The birefringence of the polyester obtained by drawing the undrawn yarn in accordance with the above 
method becomes a value of between 0.150 and 0.180. 

The polyester fiber obtained by the above method in accordance with the present invention have a 
good uniformity as a single filament, a high modulus of elasticity and a high resistance to fatigue, and 
20 further, has a superior dimensional heat stability similar to that of a viscous rayon. 

EXAMPLES 



The present invention will be further explained by way of examples, which is no way limit the invention. 
The definition and measurements of various characteristics, as used throughout this specification, are as 
follows. 

Stress-strain curve 



30 This measurement is based on JISL-1 01 7-1 983(7.5), and uses a Shimazu Autograph SS-100. 

A measurement of a parameter of a temperature dependency of a breaking strength is performed by 
gripping a test piece of a fiber in a furnace at a predetermined temperature, and drawing the test piece in 
the Shimazu Autograph. 

35 Inherent Viscosity [37] 

A reduction viscosity i7 sp / c of a solution in which a 1 g sample is dissolved in 100 ml of ortho- 
chlorophenol is measured by using an Ostwald viscometer in a temperature controlled bath having a 
temperature of 35° C, and an intrinsic viscosity is calculated by the following equation 
40 vspfc = fo] + 0.277 In? 

End CaTboxyl Group 

This measurement is based on the POHL method described in Anal. Chem. 26, 1616 (1957) 

45 ' ■ — 

Shrinkage Factor under Dry Heat HS 

This measurement is based on JIS-1017-1983 (7.10.2) 

50 Work Loss AE at 150 " C 

A hysteresis loop of a sample is measured under the following conditions 
Sample length: 10 inch 
Rate of Pulling: 0.5 inch/min 
65 Temperature: 1 50 * C 

Stress applied to the sample: between 0.6 g/d and 0.05 g/d 

A hysteresis loss per 1000d is calculated and expressed by a unit of the inch 0 pound unit system, (refer 
to Japanese Unexamined Patent Publication No. 53-58031) 
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Shrinking Stress Under Heat 

The measurement is performed by using a THERMAL STRESS TESTER supplied from Kanebo 
Engineering Co., under the following conditions. 
Initial load: 0.01 g/d 

Temperature Elevate Rate: 100° C/min 
Birefringence An 

The measurement is performed by using a polar optical microscope supplied from Olympus Kougaku 
Co., on the basis of a retardation method using a Berek Compensator, under the following conditions. 
Light Source: Na-D Line 

Immersion Liquid: a-bromonaphthalene/Olive oil 
Cross Ratio Cd of Single Filament 

A diameter of all single filaments constituting a multifilament is measured on the bases of a cross 
sectional microphotograph, and the cross ratio Cd is expressed as a ratio between a mean maximum 
diameter and a mean minimum diameter thereof. 

Dynamic Loss Tangent Tan5 and Peak Temperature T max 

The tanS values at each temperature are measured by a using Rheo-Vibron DDV-ll type dynamic 
viscoelasticity tester supplied from TOYO Baldwin Co., under the following conditions. 
Sample Weight: 0.1 mg 
Frequency: 110 Hz 

Temperature Elevation Rate: 5* C/min 

A peak value in the obtained tan5 values is defined as the tan5 used in the present invention, and T^ 
is defined as a temperature corresponding to the tana value. 

Density p 

The measurement is performed by using a gradient tube density determination adjusted by carbon 
tetrachloride/n-hepthane at a temperature of 25* C. 

Crystalline Melting Point Tm 2 and Melt Starting point Tmi 

A melting curve is measured by using DSC-4 type tester supplied from Perkin Elmer, under the 
following conditions. 

Sample Weight: 4.0 mg 

Temperature Elevation Rate: 20° C/min 

A peak temperature of the obtained melting curve is defined as Tm 2 . 

A temperature^ at_a_cross point between a line tangential to a lower temperature "side"of the melting 
carve and a base line is defined as Tmi. 

Crystallinity X according to Density Method 

The crystallinity X is calculated from the measured density on the basis of the following equation. 
X = {pc(p - pa)/p(pc - pa)} x 100 

wherein P stands for the measured density pc is 1.455 g/cm 3 , and pa is 1.335 g/cm 3 . 
Crystalline Size D c 

An X-ray generator, type RU-200PL supplied from Rigaku Electric Company, having a Cu-Ka line light 
source and a wave length X of 1.5418 A, and made monochromatic by a nickel filter is used. 

D c is obtained from a half value width in an intensity distribution curve obtained by scanning at an 
equatorial line (010) and (100) in a wide angle X-ray diffraction on the basis of the following equation 
(Scherrer) as a mean value. 
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D c = K\/0*cose 

wherein stands for a half value width (radian), 
5 e stands for an angle of diffraction ( " ) K is 1 ~ ■ 

X stands for a wavelength of a X ray (1 .5418 A) . 

Crystailinity Xc measured by a Wide Angle X-Ray Diffraction. 

to X c is obtained by dividing an area of the wide angle X-ray diffraction intensity distribution curve used in 
the measurement of D c to a crystalline portion and an amorphous portion, and calculating an area ratio on 
the basis of the following equation. 



75 



Scattering intensity in the 

~ _ crystalline portion „ 10n 

c Total Scattering Intensity x xuu 



20 Birefringence in Crystalline Phase Anc 

Anc is obtained from a product of a degree of orientation fc and a birefringence Ancm of a perfect 
crystal body; 0.213 is used as Ancm. A value of fc is obtained from a half value width H° of an intensity 
distribution curve measured along a Debye-scherrer ring on an equatorial line (010) and (100) in the wide 
25 angle X-ray diffraction, on the basis of the following equation. 
F c = (180- H)/180 

Properties, of Treated Cord 

30 (1) Intermediate Elongation KE 

This value is expressed as an elongation of the treated cord corresponding to a stress of 6.75 kg. 
(2) Utilization Ratio of Strength of Raw Yarn to strength of Treated Cord 

This value is expressed as a percentage of a strength of a raw yarn, i.e. a drawn yarn, to a strength 
of a undrawn yarn. 
35 (3) Dimensional Stability 

This value is expressed as a sum of the shrinkage factor under dry heat HS at 150 C and the 
intermediate elongation KE 

(4) Utilization Ratio of Strength of Raw Yarn to Strength of Treated Cord 

This value is expressed as a percentage of a strength of two raw yarns, i.e. two drawn yarns, to a 
40 strength of a vulcanized cord. A sample of-the vulcanized cord is prepared by pulling out the cord from a 

vulcanized rubi^r^trurture._Th - - - 

" Temperature: 153* C 
Pressure: 60 kg/cm 2 
Treating time: 60 min 

45 (5) Utilization Ratio of Strength of Raw Yarn to Strength of Cord subjected to Fatigue Test 

This value is expressed as a percentage of a strength of two raw yarns, i.e., two drawn yarns, to a 
strength of a cord subjected to a fatigue test The cord is subjected to the fatigue test according to the 
Disk method based on JIS L-1017-1693 (1.3.2.2). for 72 hours, and the strength of the treated cord is 
measured. . 
so (6) Exotherm Temperature of Tube 

A tube fatigue test according to Good year A method based on JIS L-1 017-1963 (1.3.2.1) is applied 
to a rubber structure for 100 minutes, and then a temperature of a surface of the rubber structure is 
measured by a non-contact type thermometer. 

55 Examples 1 to 9 

Chips of a polyethylene terephthaiate having an intrinsic viscosity [ij] of between 0.55 and 0.85 are melt 
spun by a screw type extruder. In this process, N.N , -bis(2 1 6-di-isopropyl)phenylcarbodiimide is added to the 
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polyethylene terephthaiate in such a manner that a concentration of an end carboxyl group becomes 
between 8 eq/10 6 g and 10 eq/10 6 g. 

The temperatures of the polymers are kept under 305 * C as shown in Table 1 , and a spinnerate in 
which a plurality of holes having a diameter of 0.35 mm are concentrically arranged is used. 

s A yarn extruded from the spinnerate is passed through a heating zone having a length of 100 mm and a 

temperature on an inside surface of which of 300 °C, and a cooling air having a temperature of 20° C and a 
relative humidity of 80% is applied from a circumference of the yarn onto the yarn, to cool the yarn and 
make the yarn a solid. The obtained yarn is applied with oil by passing the yarn through an oiling nozzle, 
and wound at a speed of between" 6.0 Km/min and 8.0 Km/min onto a yarn package of the undrawn yarn. 

70 Next, a plurality of undrawn yarns are fed in a gathered state to an drawing machine comprising a 
taking up roller, a first drawing roller, a second drawing roller, a relaxation roller and a winder, and subjected 
to a drawing operation and a heat treating process at a winding speed of 1500 m/rnin to have polyester fiber 
of 1 500 denier/255 filaments. 

The manufacturing conditions of each example and characteristics of the undrawn yarn are shown as 

75 examples No. 1 to No. 9 in Table 1, and the characteristics of the drawn yarn are shown as examples No. 1 
to No. 9 in Table 2. 

A drawing ratio DR1 in Table 1 is a ratio of a circumferential speed of the first drawing roller to a 
circumferential speed of the taking up roller, a drawing ratio DR2 in Table 1 is a ratio of a circumferential 
speed of the second drawing roller to the circumferential speed of the first drawing roller. The term R is a 

20 ratio of a circumferential speed of a relaxation roller to the circumferential speed of the second drawing 
roller. The mark FR is The taking up roller, the mark 1GD is the first drawing roller, the mark 2GD is the 
second drawing roller, and the mark RR is the relaxation roller. 

The evaluation of a spinning state and a drawing state is performed by marking a circle O or a cross X, 
onsidering a generation of fuzz and yarn breakages, and observing the fuzz appearing on the yarn. 

25 The drawing yarns of the polyester fibers in the examples 1 to 9 have a superior uniformity of a single 
filament (C d ), and a micro fine structure having an extremely high crystallizability, in which a strain in an 
amorphous portion thereof is remarkably relaxed. The thermal characteristics under an elevated temperature 
such as a melting point, strength, work loss or the like of the drawn yarns of ihel.pdly ester fibers in 
examples 1 to 9, is extremely stable, and a dimensional heat stability such as a shrinkage under heat, a 

30 stress under heat or the like thereof is greatly improved. That is the drawn yarns in Examples 1 to 9 satisfy 
all of the requirement of the present invention. 

Comparative Example 1 

35 A drawn yarn in the comparative Example *1 is manufactured under the same conditions as used in 
Example 2, except that a spinning speed of 3.0 Km/min and a drawing ratio of 2.52 are used. 

The other manufacturing conditions and characteristics of the drawn yarn in the Comparative Example 1 
are shown in Tables 1 and 2. As can be seen from Tables 1 and 2, the obtained polyester fibers do not 
satisfy the requirements of the present invention, such as the crystallizability, i.e., Tmi , Tm 2 , Tm^p t X 
40 and D c , An, the parameter in the amorphous portion, i.e., tan5 and T max , the thermal characteristics under 

an elevated temperature, i.e., AE, acoefficient --of stability and ATs/T r and the dimensional heat stability, he.,— - 

a shrinkability under heat and a shrinking stress under heat. 

Comparative Example 2 

45 

A drawn yarn in the Comparative Example 2 is manufactured under the same conditions as used in the 
Example 2, except that a spinning speed of 3.0 Km/min, a temperature of a polymer of 310* C, an intrinsic 
viscosity of a chip of 0.95 and a drawing ratio of 2.35 are used. 

The other manufacturing conditions and characteristics of the drawn yarn in the Comparative Example 2 

so are shown in Tables 1 and 2. As can be seen from Tables 1 and 2, a uniformity of the single filament, i.e. a 
cross ratio and a ratio of a strength to an intrinsic viscosity Ts/fa] of the drawn yam, in Comparative 
Example 2 are not sufficient, and this drawn yarn does not satisfy the requirements of the present invention, 
such as the crystallizability, i.e., Tmi . Tma , Tm^ , X and D c , An, the parameter in the amorphous 
portion, i.e., tan5 and Tm^ , the thermal characteristics under an elevated temperature, i.e., AE, a coefficient 

55 of stability and ATs/T, and the dimensional heat stability, i.e., a shrinkability under heat- and a shrinking 
stress under heat. 

Comparative Example 3 

13 
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to Comparative Example 4 

4 arJsLt'nT^and Tt this " «* draWi " 9 yam h the Comparative Examp.e 

elevated temoeratnr* i 0 ap « ^ «• - " ' max ' the thermai characteristics under an 
25 Comparative Example 5 

co mPara ,v. &amp , e ^Lo^; r ££. ssr ,lber ln ,his 

«d Prepay b, ,„e a™ yam ^ rema(kably 
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Comparative Example 6 



40 are used ui*wmy rauo, i.e., 1.19, than that used in the present invention 



45 Comparative Example 7 
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Exalf.TJ^'lL 1 !' 6 Co ^* e 7 1= manufactured under Ihe same conditio as used in 

Examples 11 to 19 and Comparative Examples 11 to 17 

vmalTZtTw^ V° 9 tHe Com P ara « v * Bcamp.es 1 to 7 are applied 

applied I wrthTfinllTwisI nf Z r, I d,reCt,on ' ^ a w ** «« «» the obtained twisted yarn is further 
applied w«n a final twist of 400 T/m having an S direction, to make a cord. The cord is arjolied with an 
adhesive having as main component thereof resorcin, formalin and a rubber latex aether dappled a 
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heat treatment to produce a treated cord. In the heat treatment, a dry heat treatment at 160 *C for 90 sec 
under a condition that the cord is k pt at a constant length, a dry heat treatment at 240° C for 120 sec 
under a condition that the cord is stretched, and a dry heat treatment at 240* C for 40 sec under a condition 
that the cord is relaxed, are sequentially applied to the cord. A stretch ratio and a relaxation ratio are 
determined in such a manner that an elongation of the cord under a stress of 6.75 kg becomes between 
3.5% and 4.0% according to the characteristics oithe drawn yarn used. 

The characteristics of the treated cords in Examples 11 to 19 and Comparative Examples 11 to 17 are 
shown in Table 3. The treated cords in Examples 11 to 19 and Comparative Examples 11 to 17 are 
manufactured from the drawn yarn in an example or a Comparative Example having a number lower 10 than 
a number of the example or the Comparative Example, respectively. 

The treated cords in Examples 11 to 19 have superior characteristics such as a high strength at an 
elevated temperature, a low exotherm temperature of a tube, a high resistance to fatigue, a low heat 
shrinkage factor, and a superior dimensional stability. Namely these treated cords have a superior 
dimensional heat stability. 

On the contrary, in the treated cords in the Comparative Examples 11 to 13, the strength at an elevated 
temperature is lower, and an exotherm temperature of a tube, a resistance to fatigue, a shrinkage factor 
under heat, and a dimensional heat stability are poor. 

The treated cord in Comparative Example 14 has a lower strength, and a strength at an elevated 
temperature, an exotherm temperature of a tube, a resistance to fatigue, a shrinkage factor under heat of 
this treated cord and a dimensional stability under heat are poor. 

The treated cord in Comparative- Example 1 5 has a lower utilization ratio of a strength of the drawn yarn 
to a strength of the cord, and a lower strength of the cord. The treated cord in Comparative Example 16 has 
a lower strength of the cord and a lower utilization ratio of a strength of the drawn yarn to a strength of a 
vulcanized cord. The treated cord in Comparative Example 17 has a lower utilization ratio of a strength of 
the drawn yarn to a strength of the cord and a lower strength of the cord. 

As described above, the polyester fiber in accordance with the present invention has an extremely high 
crystallizability and a greatly improved relaxation of a strain in an amorphous portion, and therefore, in the 
polyester fiber in accordance with the present invention, thermal characteristics such as a melting point, 
strength, work loss or the like are extremely stable at an elevated temperature, and dimensional characteris- 
tics under heat such as a thermal shrinkage, a shrinking stress under heat or the like are greatly improved. 
Namely, when the polyester fiber in accordance with the present invention is used as a fiber for reinforcing 
a rubber structure, the polyester fiber in accordance with the present has the following superior characteris- 
tics. 

1 . Any lowering of the strength at an elevated temperature and an initial modulus is small. 

2. The work loss is small, and accordingly, an exothermic heat generated by the work loss becomes 
small. 

3. A creep ratio of the fiber at an elevated temperature is small. 

4. A shrinkage factor .under heat is small 

Accordingly, the polyester fiber in accordance with the present invention has superior thermal char- 
acteristics at an elevated temperature and a dimensional heat stability which are substantially equal to those 
of the rayon fiber. ------- 



15 



EP 0 450 607 A2 



J i 

it 5 

! i 

ii 



■ 



II 
ii 



I 



s 



hi ? - 
U I 



S £ 2 S S 



o _ O O O O O 



s § a 5 !: 2 3 



N pi n w < « n 

§S5S5§3S= s 1 1 1 2 s a 

o o e o o o o o o o o o o o o o 

0 0 0 0 0 0 0 0 0 O O O K K O N 



IIII S III S iiiilEE 

mimu mmi 

liiilllll l s 1 1 i 1 1 

------^--^ : : r ; - 

sssssssss £££££££ 

o o o o o o o o o o © o o o o o 



5 £ 



S3" 



_©_o ^ o o o_ _p o p o o o o_ 



SsssiSsSS SSBSSEs 



16 



EP 0 450 607 A2 



70 



75 



J5 



II' 



1 

3 
1 

! I 

: I 

! i 

i — 

I I 















! 


ft- 


1 






? 




a"* 


? 



5 5 



- ^ 7 

Hi 

I- I 

3 7 



ij,Mi 



5 S S 

s s s 



o o d o o o 



? ? ?. 



o o 



5 p J S S S? R 

nnnrirtn rt «n rn n rn ^ n 



S S 3 

o o o 



sssisssss s s s S 5 i i 

o o o o o o 6 d o p p p p d o e 

i-i«n«r*- vo co m O «i 

OOO^C^C* — dc^O J Q « « ^ ol o 

SS^SSSSS 3 5 5 S 3 2 £ 



•-«^^««n^O », 

N <M f-4 _ f« «N <-t _ CM CSI rS »o r-1 



1 * «? - 
r 




d do d d d do" d d o d d © o d 



5 



I 

w 

I 

1 



S5 



17 



EP 0 450 607 A2 



70 



75 



20 



25 



30 



35 



■u 

0) 

C 
•H 

c 
o 
o 



c 
u 

>< 



cd 
u 



o 



U 

m 
u 
as 

o 



CM 

01 
rH 
.Q 

CO 



40 



45 



w 
o 

u 
o 









CO 




CO 


o 


00 


o 


o 


cO 


o\ 


rH 


o 


o 




o 


o 


o 


o 


CO 




O 




V) 




rH 


*H 


o 


«H 




r-i 


o 


rH 


,-4 




<o 


CO 






,H 


o 


CO 


o 


4-* 


V 


no 


o 


o 


o 


o 


o 


o 


o 


o 


o 


rH 


l—t 


o 




o 


o 


o 


a> 


O 


cd 


u 




































ac 


o 


a> 


4-1 




o 


o 


o 


o 


o 


o 


o 


o 


o 


o 




o 








o 




CM 




CO 
























4* 


4JE 


4j( 








- L-i 










































CD 










































•o. 






« 




































. c 






to 




CO 




lO 


VO 




to 


<r 


to 


vO 


C7i 


o 


to 


o 


r- 


CO 


CO 


D 


M 




0) 


no 


o 


o 


o 


O 


o 


O 


o 


o 


O 


rH 


CM 


rH 


rH 


o 


o 


o 




CO 


m 


Li 




































CO 


03 


0) 


JJ 


00 


o 


o 


o 


O 


o 


o 


o 


o 


o 


O 


O 


O 


o 


o 


o 


o 


cn 


P-. 




CO 


























* 










0) 










































u 




















































































CO 




0) 










































u 










































:S 






































c 










»n 


to 




vo 


o 




»o 


VO 


VD 


ON 


O 


rH 


CO 


VO 


to 


to 






cd 






m 


to 




to 


m 


to 


m 


to 


to 




to 


m 


to 


to 


to 


to 






Ul 




o 


CM 


Oi 


CM 


CM 


CM 


CM 


CM 


CM 


CM 


CM 


CM 


CM 


CM 


CM 


CM 


CM 


c 




a> 




o 




















* 




* 


-K 






•«-f 


rM 


c 








































cd 










































a> 








































CO 


O* 


E-« 
















































en 


r- 


<" 


VO 


o 


»o 


CO 


VO 




CO 


CM 


to 


rH 


o 


vO 


*3- 


>% 








o 


CO 


iH 


«H 


rH 


CM 


rH 


rH 






to 


ON 




<r 


CM 


rH 


rH 


4-1 


CO 


E- 




a 


o 


o 


o 


o 


o 


O 


O 


o 


O 


O 


O 


O 


o 


o 


O 


O 


*H 










































rH 4-1 


<I 






M 


o 


o 


o 


o 


o 


O 


O 


o 


o 


O 


o 


o 


o 


o 


o 


O 


•iH cd 




























* 


* 


•¥ 


* 








.O CD 










































cd 3= 




















































































C u 


o 








































• H 0) 


o 


CO 






CM 


rH 


C\ 


o 




rH 


CO 


o 


rH 


to 


o 


rH 




CO 


o\ 




Vt *o 


to 








































jd d 










eg 


CM 


rH 


CM 


CM 


CM 


i-t 


CM 


CM 


CO 


to 


CO 


CM 


CM 


rH 


rH 


co 3 






























* 













(U 4J 

I O -H 

•H rH 

U-| JJ -H 

*4-l C -J 

a> aj cd 

O -H 4_) 

O u CO 



< 



iHOmmenococoo 
mvor^vomvoo\vovo 



<Tioor-cocr. covococo 
ooooooooo 
ooooooooo 



co rv 



oooooooo 



CO 


to 


CO 


CM 


CM 


rH 


O 


o 


o 


o 


o 


o 


•* 


* 


* 



a\ <r \& <t 

rH lO VO CO 
* 



O 00 CO N 
CM O O O 
O O O © 



o o o o 



v> 






X 






CO 


o 


m 


o 


O 


o 


m 


-a- 


VO 


CO 


CO 


to 


CO 


to 


CO 


to 


cr> 






cd 




o 


CM 


CM 


rH 


CM 


CO 


rH 


CM 


rH 


rH 


CO 


-a- 


CO 


CO 


CM 


rH 


CM 


O 






€ 




o 


rH 


rH 


rH 


»H 


rH 


rH 


rH 


rH 


rH 


iH 


iH 


rH 


iH 


rH 


rH 


rH 


-3 






























■»e 


* 


■»< 


* 








U 


4J 










































•H 


d 










































E 














*o 






























cd 


DO 










00 


to 


O 


o 


to 


to 




VO 


VO 


to 


lO 


CM 


O 


to 


O 


c 


d 


d 








CO 


CM 


«H 


CO 


CM 


CO 


rH 


CM 


CM 


lO 


VO 




<r 


CM 


CO 


rH 




cd 


cd 






I 




































e-« 


4-1 




















































O 


O 


O 


o 


O 


o 


O 


O 


O 


o 


o 


o 


O 


O 


O 


O 
















































CO 1 


<D 


CA 




rH 


CM 


CO 




to 


VO 




CO 


cn 


rH 


CM 


cn 




to 


to 




CA 


CD S 


> 


a 




































u 


rH O 


•H 


rH 




































CD 


g. o 


JJ 


D. 




1 




















t 




1 








JQ 


5 


CO 


£ 




B 


















t 


CO 




B 










Cd TO 


U 


a 




«0 


0) 
















E 


u 


> 


CO 












K d 


cd 


X 




X 


-H 
















o 


cd 




K 


rH 






z 


O Id cd 


a. w 




Ci3 


















o 


CX 4J 


W 


cx 







U 




O 




C3 




o 




•H 












CD 




> 




d 




*H 




4J 




c3 




0) 




CO 




O) 




u 




p. 




Q> 








4^ 












*o 




0J 




d 




-H 








i_i 




01 




4-J 




O) 




•o 




0) 




do 








cd 








CD 




•o 




•H 




CO 




4J 








O 




CO 




£ 




CD 




4-» 




-H 




to 




> 




o 




rd 


CD 


CO 


4J 




cd 


CD 


u 


rH 


CO 


r£> 




cd 


CD 




rH 






d 


cd 


•H 


4~> 




•H 


■*t 






cn 




a 


u 




cd 




E 


CO 


g 


CD 




jd 


jC 


4J 


CO 



50 



55 



BNSDOCID: <EP 045O607A2_l_> 



18 



EP 0 450 607 A2 



10 



15 



20 



25 



30 



35 



40 



45 



50 



W U — ^ b. 



O etf u> to > O 



^ ui 



3 fl* « o£ tJ O 



N IT| - - 



O O r* c 



r- -a- u-» n 



o r<* «t «n %o — -4 



O o* eo o* o «o 



O M v"l W> 
n «-i r-» n 



n o n 



n n r» r> «-» n 



«-v r"» j-i 



O O n 
«1 «•> «r» 



f*» CO ?* 



ft €> 
X ^ 
UJ O. 



*o w-l .r 



— M r-> 



I ft 0> e 

S u > n o 

O « *4 X .-I 

cj a. m ta a. 



o o 



55 Claims 



A polyester fiber comprised of an ethylene terephthalate as main recurrent units and simultaneously 
satisfying the following characteristics: 
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(a) An intrinsic viscosity of between 0.4 and 0.85, 

(b) tan5 £ 0.140 

t^siso'c 

wherein tans stands for a peak value of a dynamic loss tangent, and T^x stands for a peak 
temperature, 

(c) E2/E1 £ 0.49 . ^ 

wherein E1 stands for an elongation from zero to a secondary yield point, and E2 stands for an 
elongation from the secondary yield point to a breaking point, 

(d) A coefficient of stability expressed by a reciprocal value of a product of a work loss AE at 150* C 
and a shrinkage factor under a dry heat at 175* C, of 50 or more. 

2. A polyester fiber according to claim 1 , wherein the following equation is satisfied. 
C d £ 1.20 

wherein C d stands for a cross ratio of a single filament. 

3. A polyester fiber according to claim 2, wherein the following equation is satisfied, 
TS/fo] £ 9.0 

wherein TS stands for a strength of the fiber, and fo] stands for an intrinsic viscosity of a fiber. 

4. A polyester fiber according to claim 1 , wherein the following equation is satisfied, 
AE & 0.015 

wherein AE stands for a work loss at 150* C. 

5. A polyester fiber according to claim 1, wherein the following equation is satisfied, 
Tm 2 x p £ 370 

wherein Tm 2 stands for a crystalline melting point, and p stands for a density. 

6. A polyester fiber according to claim 5, wherein the following equations are satisfied, 
Tm, > 260° C 

Tm 2 £268°C 

wherein Tith stands for a melt starting temperature Tm2 stands for the crystalline melting point. 

7. A polyester fiber according to claim 6, wherein the following equations are satisfied, 
HS<2.5% 

AHS/T £ 0.040 (%/* C) 

wherein HS stands for a shrinkage factor under dry heat at 175\C and AHS/T stands for a 
parameter of a temperature dependency of the shrinkage factor under dry heat 

8. A polyester fiber according to claim 6, wherein the following equation is satisfied 
ATS/T £ 0.02 (g/d/* C) 

wherein ATS/T stands for a parameter of a tern perature dependency of a.breaking strength. _ . . - 

9. A polyester fiber according to claim 6. wherein a peak value of a shrinking stress under heat in a curve 
showing a relationship between a temperature and a shrinking stress under heat is 0.10 g/d or less, a 
peak temperature thereof is 255 "C or more, and a stress under heat is kept at 0.02 g/d or less at a 
temperature of 200* C. 

10. A polyester fiber according to claim 6, wherein the following equations are satisfied, 
X £ 55% 

D c ^ 50 A 

wherein X stands for a crystallinity obtained from a density, and D c stands for a size of a crystal. 

11. A method of manufacturing a polyester fiber comprised of an ethylene terephthalate as main recurrent 
units, said method comprising the following steps: 

(a) a step of melt spinning a polyester having an intrinsic viscosity of between 0.50 and 0.90 at a- 
spinning speed of at least 6.0 Km/min to obtain a undrawn yarn, 

(b) a step of heat-drawing the undrawn yarn under conditions satisfying the following equations (1) to 
(3); 
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(2.05 - 12.3An + 43.6An 2 ) £ DR £ (2.6 - 16.5An + SO.OAn 2 ) (1) 
(Tg - 10) £ DT, £ (Tg + 100) (2) 
(Tg + 100)<DT 2 £Tm 2 (3) 

wherein DR stands for a drawing ratio, DT, stands for a drawing temperature in a former part of 
a drawing process, DT 2 stands for a drawing temperature in a latter part of the drawing process, Tg 
stands for a glass transition temperature, An stands for a birefringence and Tm 2 stands for a 
crystalline melting point, 

(c) a step of heat treating under a relaxed condition. 

2. A method according to claim 1 1 , wherein a peak value tana of a dynamic loss tangent of the undrawn 
yarn is less than 0.165 and a peak temperature T ma * thereof is less than 120° C. 

3. A method according to claim 1 1 , wherein a relationship between a spinning speed V and a birefrin- 
gence An of the undrawn yarn is such that the following equation (4) is satisfied. 

(0.05V - 0.004V 2 - 0.105) S An ^ (0.058V - 0.004V 2 - 0.059) (4) 

4. A method according to claim 1 1 , wherein a birefringence An c of a crystalline phase of the undrawn yarn 
is 0.190 or more, and a relationship between the An c and a crystallinity Xc based on a wide angle X-ray 
diffraction is such that the following equation (5) is satisfied. 

Xc£(1337An c -202) (5) 
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Fig. 2 
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Fig. 3 
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Fig. 4 
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Fig. 6 
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istics, and a method of manufacturing the same; 
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ture, 

(c) E 2 /Ei ^ 0 49 

wherein Ei stands for an elongation from zero to 
a secondary yield point, and E2 stands for an 
elongation from the secondary yield point to a 
breaking point, 

(d) a stability coefficient expressed by a recipro- 
cal value of a product of a work loss AE at 1 50 * C 
and a shrinkage factor under a dry heat at 175* C, 
of 50 or more. 
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